Connecting via Winsock to STN 



Welcome to STN International! Enter x:X 

LOGINID:sssptal62 6amd 

PASSWORD: 

TERMINAL (ENTER 1, 2, 3, OR ?):2 
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* Welcome to STN International ********** 


NEWS 
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Web Pacre URLs for STN Seminar Srh^Hulp — M Ampri 


NEWS 
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08 


"Ask CAS" for self-help around the clock 


NEWS 
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Jun 


03 


New e — mail del iverv for ^parrh rp^ul l - ^ n nw aira i l ahl p 


NEWS 
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08 


PHARMAMarketLetter ( PHARMAML) - new on STN 


NEWS 
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19 


Aquatic Toxicity Information Retrieval (AQUIRE) 










now available on STN 


NEWS 
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Aug 


26 


Sequence searching in REGISTRY enhanced 


NEWS 
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Sep 


03 


JAPIO has been reloaded and enhanced 


NEWS 
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16 


Experimental properties added to the REGISTRY file 


NEWS 


9 


Seo 


16 


CA Section Thesauru*? ava i 1 ahl p in PAPT.TT9 anH PA 


NEWS 
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01 


CASREACT Enriched with Reactions from 1 Q D 7 tn IQfiS 
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24 


BEILSTEIN adds new search fields 


NEWS 
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24 


Nut raceuticals International (NUTRACEUT^ nnw avai 1 ahl p nn 
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DKILIT has been renamed APOLLIT 


NEWS 


14 


Nov 


25 


More calculated properties added to REGISTRY 


NEWS 
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04 


CSA files on STN 


NEWS 


16 
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17 


PCTFULL now covers WP/PCT Applications from 1978 to date 


NEWS 


17 


Dec 


17 


TOXCENTER enhanced with additional content 


NEWS 


18 


Dec 


17 


Adis Clinical Trials Insight now available on STN 


NEWS 


19 
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29 


Simultaneous left and right truncation added to COMPENDEX, 










ENERGY, INSPEC 
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CANCERLIT is no longer being updated 
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METADEX enhancements 
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22 
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PCTGEN now available on STN 
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TEMA now available on STN 
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26 


NTIS now allows simultaneous left and right truncation 
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25 
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PCTFULL now contains images 


NEWS 


26 
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04 


SDI PACKAGE for monthly delivery of multifile SDI results 
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27 
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19 


APOLLIT offering free connect time in April 2003 


NEWS 
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EVENTLINE will be removed from STN 


NEWS 
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24 


PATDPAFULL now available on STN 


NEWS 


30 
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24 


Additional information for trade-named substances without 










structures available in REGISTRY 
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31 
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24 


Indexing from 1957 to 1966 added to records in CA/CAPLUS 
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32 
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Display formats in DGENE enhanced 
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33 
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14 


MEDLINE Reload 


NEWS 


EXPRESS 


April 4 CURRENT WINDOWS VERSION IS V6.01a, CURRENT 



MACINTOSH VERSION IS V6.0b(ENG) AND V6.0Jb(JP), 
AND CURRENT DISCOVER FILE IS DATED 01 APRIL 2003 

NEWS HOURS STN Operating Hours Plus Help Desk Availability 

NEWS INTER General Internet Information 



NEWS LOGIN Welcome Banner and News Items 

NEWS PHONE Direct Dial and Telecommunication Network Access to STN 
NEWS WWW CAS World Wide Web Site (general information) 

Enter NEWS followed by the item number or name to see news on that 
specific topic. 

All use of STN is subject to the provisions of the STN Customer 
agreement. Please note that this agreement limits use to scientific 
research. Use for software development or design or implementation 
of commercial gateways or other similar uses is prohibited and may 
result in loss of user privileges and other penalties. 

************* STN Columbus *************** 



FILE 1 HOME 1 ENTERED AT 10:57:42 ON 17 APR 2003 



-> fil reg 

COST IN U.S. DOLLARS 



FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
0.21 0.21 



FILE 'REGISTRY' ENTERED AT 10:57:51 ON 17 APR 2003 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS . 

COPYRIGHT (C) 2003 American Chemical Society (ACS) 

Property values tagged with IC are from the ZIC/VINITI data file 
provided by InfoChem. 

STRUCTURE FILE UPDATES: 16 APR 2003 HIGHEST RN 503266-82-8 
DICTIONARY FILE UPDATES: 16 APR 2003 HIGHEST RN 503266-82-8 

TSCA INFORMATION NOW CURRENT THROUGH JANUARY 6, 2003 

Please note that search-term pricing does apply when 
conducting SmartSELECT searches. 

Crossover limits have been increased. See HELP CROSSOVER for details. 



Experimental and calculated property data are now available. See HELP 
PROPERTIES for more information. See STNote 27, Searching Properties 
in the CAS Registry File, for complete details: 
http : //www. cas . org/ONLINE/STN/STNOTES/stnotes27 . pdf 



Uploading 09977478. str 

LI STRUCTURE UPLOADED 



=> d 

LI HAS NO ANSWERS 
LI STR 



* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT 



Structure attributes must be viewed using STN Express query preparati 



=> s 11 ful 

FULL SEARCH INITIATED 10:58:07 FILE 1 REGISTRY 1 
FULL SCREEN SEARCH COMPLETED - 17208 TO ITERATE 

100.0% PROCESSED 17208 ITERATIONS 227 ANSWERS 

SEARCH TIME: 00.00.02 

L2 227 SEA SSS FUL LI 

=> 

Uploading 09977478. str 

L3 STRUCTURE UPLOADED 

=> d 

L3 HAS NO ANSWERS 
L3 STR 

* STRUCTURE DIAGRAM TOO LARGE FOR DISPLAY - AVAILABLE VIA OFFLINE PRINT * 
Structure attributes must be viewed using STN Express query preparation. 

=> s 13 ful 

FULL SEARCH INITIATED 10:59:59 FILE 'REGISTRY 1 
FULL SCREEN SEARCH COMPLETED - 17387 TO ITERATE 

100.0% PROCESSED 17387 ITERATIONS 1 ANSWERS 

SEARCH TIME: 00.00.01 

L4 1 SEA SSS FUL L3 

=> d 



L4 ANSWER 1 OF 1 REGISTRY COPYRIGHT 2003 ACS 

RN 86588-95-6 REGISTRY 

CN .beta. -D-Glucopyranose, cyclic 

4 .fwdarw. 3' , 6. fwdarw. 2- {4, 4 * , 5, 5' , 6, 6 1 - 

hexahydroxy [1, 1* -biphenyl] -2,3' -dicarboxylate) 1,2, 3-tna (3,4 , 5- 

trihydroxybenzoate) (9CI) (CA INDEX NAME) 
OTHER CA INDEX NAMES: 

CN i3H-7,ll-Metheno-6H-pyrano[2,3-d] [2, 6jbenzodioxacyclotetradecin, 

.beta. -D-glucopyranose deriv. 
FS STEREO SEARCH 
MF C41 H30 026 
LC STN Files: CA, CAPLUS 

*** STRUCTURE DIAGRAM IS NOT AVAILABLE *** 

1 REFERENCES IN FILE CA (1962 TO DATE) 

1 REFERENCES IN FILE CAPLUS (1962 TO DATE) 



=> fil caplus 

COST IN U.S. DOLLARS 



SINCE FILE 
ENTRY 
298.78 



TOTAL 
SESSION 
298.99 



FULL ESTIMATED COST 



FILE 1 CAPLUS 1 ENTERED AT 11:00:06 ON 17 APR 2003 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 

COPYRIGHT (C) 2003 AMERICAN CHEMICAL SOCIETY (ACS) 



Copyright of the articles to which records in this database refer is 
held by the publishers listed in the PUBLISHER (PB) field (available 
for records published or updated in Chemical Abstracts after December 
26, 1996), unless otherwise indicated in the original publications. 
The CA Lexicon is the copyrighted intellectual property of the 
American Chemical Society and is provided to assist you in searching 
databases on STN. Any dissemination, distribution, copying, or storing 
of this information, without the prior written consent of CAS, is 
strictly prohibited. 

FILE COVERS 1907 - 17 Apr 2003 VOL 138 ISS 16 
FILE LAST UPDATED: 16 Apr 2003 (20030416/ED) 

This file contains CAS Registry Numbers for easy and accurate 
substance identification. 



=> s 14 
L5 



1 L4 



=> d ibib abs hitstr 



L5 ANSWER 1 OF 1 CAPLUS COPYRIGHT 2003 ACS 



ACCESSION NUMBER: 
DOCUMENT NUMBER: 
TITLE: 

PATENT ASSIGNEE (S) : 
SOURCE: 

DOCUMENT TYPE: 
LANGUAGE: 

FAMILY ACC. NUM. COUNT: 
PATENT INFORMATION: 



1983:4768 51 CAPLUS 
99:76851 
Tannins 

Nippon Shinyaku Co., Ltd., Japan 

Jpn. Kokai Tokkyo Koho, 16 pp. 

CODEN: JXXXAF 

Patent 

Japanese 



PATENT NO. 



KIND DATE 



APPLICATION NO. DATE 
JP 1981-120372 19810730 



•~ Jp 58032875 A2 19830225 

JP 60011912 B4 19850328 

PRIORITY APPLN. INFO. : JP 1981-120372 19810730 

AB Some forty tannins useful as metabolic regulators were isolated froi 

myrica bark, cassia bark, betel-nuts, burnets, Trapa natans, beech 

bark, 

deer berry leaves, camphor trees, and chestnut bark. Thus, 6 kg 
myrica 

bark was extd. with 10 .times. 1 L AcOEt and chromatographed over 
Sephadex 

LH-20 using EtOH and 80* aq. Me OH as eluting agents to give 70 mg 

3'-0-galloylprodelphinidin B-2 [66588-88-7], O.02* 3,3'-di-0- 

galloylprodelphinidin [86588-89-8], and 0.041 3,3'-di-0- 

galloylprodelphinidin B-9 [86631-40-5]. 
IT 8*589-95-6 

RL: BIOL (Biological study) 

(as animal metabolic regulator from water nut) 
KN 8 6588-95-6 CAPLUS 
CN .beta. -D-Glucopyranose, cyclic 
4.fwdarw.3 , ,6.fwda^w.2-(4,4',5,5 , ,6,6 , - 

hexahydroxy [1, 1' -biphenyl] -2, 3' -dicarboxylate) 1,2, 3-tris (3, 4, 5- 

trihydroxybenzoate) (9CI) (CA INDEX NAME) 

*** STRUCTURE DIAGRAM IS NOT AVAILABLE *** 



=> FIL STNGUIDE 
COST IN U.S. DOLLARS 

FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
3.97 302.96 



DISCOUNT AMOUNTS (FOR QUALIFYING 
CA SUBSCRIBER PRICE 



ACCOUNTS) SINCE FILE TOTAL 

ENTRY SESSION 
-0.65 -0.65 



FILE 1 STNGUIDE 1 ENTERED AT 11:01:54 ON 17 APR 2003 

USE IS SUBJECT TO THE TERMS OF YOUR CUSTOMER AGREEMENT 

COPYRIGHT (C) 2003 AMERICAN CHEMICAL SOCIETY, JAPAN SCIENCE 

AND TECHNOLOGY CORPORATION, AND FACHI N FORMAT I ONS Z EN T RUM KARLSRUHE 



FILE CONTAINS CURRENT INFORMATION. 

LAST RELOADED: Apr 11, 2003 (20030411/UP) . 



=> fil reg 

COST IN U.S. DOLLARS 



FULL ESTIMATED COST 



SINCE FILE TOTAL 
ENTRY SESSION 
0.60 303.56 



DISCOUNT AMOUNTS (FOR QUALIFYING 
CA SUBSCRIBER PRICE 



ACCOUNTS) SINCE FILE TOTAL 

ENTRY SESSION 
0.00 -0.65 



FILE 1 REGISTRY 1 ENTERED AT 11:08:09 ON 17 APR 2003 

USE IS SUBJECT TO THE TERMS OF YOUR STN CUSTOMER AGREEMENT. 

PLEASE SEE "HELP USAGETERMS" FOR DETAILS. 

COPYRIGHT (C) 2003 American Chemical Society (ACS) 

Property values tagged with IC are from the ZIC/VTNITI data file 
provided by InfoChem. 

STRUCTURE FILE UPDATES: 16 APR 2003 HIGHEST RN 503266-82-8 
DICTIONARY FILE UPDATES: 16 APR 2003 HIGHEST RN 503266-82-8 



TSCA INFORMATION NOW CURRENT THROUGH JANUARY 6, 2003 

Please note that search-term pricing does apply when 
conducting SmartSELECT searches. 

Crossover limits have been increased. See HELP CROSSOVER for details. 



Experimental and calculated property data are now available. See HELP 
PROPERTIES for more information. See STNote 27, Searching Properties 
in the CAS Registry File, for complete details: 
http : //www. cas . org/ONLINE/STN/STNOTES/stnotes27 . pdf 

=> s 86588-95-6/rn 

L6 1 86588-95-6/RN 



=> d 



L6 ANSWER 1 OF 1 REGISTRY COPYRIGHT 2003 ACS 
RN 86589-95-6 REGISTRY 
CN .beta. -D-Glucopy ratios e, cyclic 
4.fvdarw.3',6,fvdarw.2-(4,4\ 5,5', 6, 6'- 

hexahydroxy [1, 1' -biphenyl) -2, 3' -dicarboxylate) 1, 2, 3-tris (3, 4 , 5- 

trihydroxybenzoate) (SCI) (CA INDEX NAME) 
OTHER CA INDEX NAMES: 

CN 13H-7,ll-Metheno-6H-pyrano[2,3-d] [2, 6] benzodioxacyclotetradecin, 

.beta. -D-glucopyranose deriv. 
FS STEREOSEARCH 
MF C41 H30 026 
LC STN Files: CA, CAPLUS 

*** STRUCTURE DIAGRAM IS NOT AVAILABLE *** 

1 REFERENCES IN FILE CA (1962 TO DATE) 

1 REFERENCES IN FILE CAPLUS (1962 TO DATE) 



Logging off of STN 

=> 

Executing the logoff script. 
=> LOG Y 



Searching PAJ 



Page 1 of 2 



PATENT ABSTRACTS OF JAPAN 

(1 1 )Publication number : 58-032875 
(43)Date of publication of application : 25.02.1983 



«1Mntri C07D311/62 
^l)int.UI. C07D493/18 

C07H 13/08 
C07H 15/04 
C07H 15/18 
// A61K 31/35 
A61K 31/70 
A61K 35/78 



(21 Application number : 56-120372 (71)Applicant : NIPPON SHINYAKU CO LTD 

(22)Date of filing : 30.07.1981 (72)lnventor : NISHIOKA ITSUO 

NONAKA GENICHIRO 

(54) TANNIN 

(57) Abstract: I : 

NEW MATERIALS novel tannin selected from a group » " i,r " :ti :: 

consisting of a compound shown by the formulal[R1 and v ^ ]j . 

R3 are H or OH; R2 and R4 are H or galloyl (G for "'" " '^tf'" 



short)], its methylate, a compound shown by the formula 



II (n is 2 or 3), a compound shown by the formula III (R5, -os*'" v 



R6, and R7 are H, methyl or G), a compound shown by ^ ... 
the formula IV, a compound shown by the formula V (R8 

and R9 are H or G), a compound shown by the formula „,:^ r . \l ™C)J ^ 
VI(R11WR14areHorG;R10isHorOH), a compound '\ 

shown by the formula VII (R1 5 is H or COOH; R1 6 is H K y^f* % 

or OH; R1 7WR1 9 are H or G), a compond shown by the ^ 

formula VIII (R20 and R21 are H or methyl), and a % 

compound shown by the formula IX (R22 and R23 are H 

or a group shown by the formula X (R is H or methyl). 

EXAMPLE: 3-O-Galloylprodelphinidin B-2 shown by the formula XI. 

USE: An adjuster for metabolism. 

PROCESS: A plant such as myrica bark, Chinese cinnamon, cowberry leaf, etc. is extracted 
with acetone, distributed with ethyl acetate and water, and subjected to column 



http://wwl.ipdl.jpo.go.jp/PAl/result/detail/main/wAAAa04938DA358032875Pl.htm 4/17/03 



Searching PAJ 



Page 2 of 2 



chromatography, to give tannin. 



LEGAL STATUS 

[Date of request for examination] 

[Date of sending the examiner's decision of 

rejection] 

[Kind of final disposal of application other than 
the examiner's decision of rejection or 
application converted registration] 
[Date of final disposal for application] 
[Patent number] 
[Date of registration] 
[Number of appeal against examiner's 
decision of rejection] 

[Date of requesting appeal against examiner's 
decision of rejection] 
[Date of extinction of right] 

Copyright (C); 1998,2000 Japan Patent Office 



http://wwwl .ipdl.jpo.go.jp/PAl/result/detail/main/wAAAa04938DA358032875Pl .htm 4/17/03 
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7X 1*3 

(2) Cellte 545 
<3)7> 5 A3t* 

SephadexLH-2 0 
( 1 : 0-*0 : 1 ) 



CrecHtannin A-l, A-2.B-1, B-: 
inn am tannin | 
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1iEi«5B-32875'(3) 



(C*=0.93. MeOH) H-NMF ( acetone - d,+ CD a OD ) 
* : 3.02 ( 2H, m. 4-2H). 4.0 1 ( 1 H. br. 8. 3-H). 

4.8 4 (1H. br. S. 4-H), 5.1 4 (2H, hr. S, 2. 2Mf). 
5.6 2 (1H. br. S, 3-H), 5.9 2 (lH. S, 6 / — H >. 

5.9 9 (2H. S. 6.8 -H), 6.4 8(21!, 8. 12, 16-H), 
6.6 6 (2H. 3, 12', 16-H). 7.0 4 (2H, 8. Ral.H ) , 
"C-NMH ( acetone ~d.+ CD»OD ) £ : 3 6. 5 ( C - 4 ) . 
§p, 0 (0-4-^ 69.0(0-3'), 73.0(C-3'). 76.8(0-2). 7 7.8 
(C-2 1 ), 95.5(0-6 ). 9 6.0 V ( C-V). 9 93. 101.2. 107.5(0 
-8.' 10. 10'). 106.2, 1065,(0-12. 16. 1 2[ 16*). 110.1 
(2Xgal. C-2). 121.3(g«l. C-l ), 130.2. 13 1.3(0-14. 
14 1 ), 13 2.8(0-11. II 1 ), 13 8.9 (gal. C-;. 4). 145.5(2 
Xgal. C-3). 14 6.0(0-13. 15, 13.' 15?). 1545. 155.3, 
15 5.7. 15 7.2, 15 7.7(0-5, 7, 9. 5,' l[ 9'), 1 6 6.0 ( -COO) 



(7) 
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ffitB^UT. 3,3'-Di - 0- gal I oyl prodel phlnl din ( ijX^ 

COO** - 60.9* f C-0.87. acetone). *H~NMR( Ace tone— d«) 
3:2.98(21-1. m. 4-H). 4-78(lH d. J=3H*. 4-H). 4.96 
(1U m. 3-H), 5.4 0-5.5 6(211 m, 3-H. 2 L H). 5.5 0(1H 
3. 2-H), 5.9 6 (2U m. 6. 8-H). 6.1 1 ( 1H S, tf-H), 6.5 0( 
2H, S. 12, 16-H), 6.5 3 (2H. S, 12,' 16-H), 6.9 6 
(2H, S, gal, H), 7.07(2H 3, gal, H) 




raiKK-LT, 3, S-Di-O-Galloylprodelphi nidin B-9 
( ##0.0 4 % ) ( «^->fe^j£^J(&^ ) 
COO'* -022°(0«129, MeOH). CMH( CD.OD) d : 2 7.3 ( t. 
C-4'). 3 6.1(0-4 ). 6 9.2(0-3'), 7 6.8(0-3'). 7 9.0(C-2), 
81.7(0-2). 96.1(0-6). 97.4(0-8 ). 9 8 .5<C-6). 99.8, 
106.4. 107.KC-8. 10, 10'\1 0 7.9 ( C-l 2. 16. 12,' 16*). 
llO^Cgal, 0-2). 120.7, 121.1(gat, C-l) # 130.1. 130.7 
(C-14. 14 J ). 134.0. 1345(0-11. ll'), 140.0. 140.6 
(gal. C-4 ). 145.7. 146.0 (gal. 0-3, 5 ). 154.6. 155.0. 
1 55.6, 156.5, 15 7.0. 15 8.1 (C-5, 7, 9. r! l\ 9'), 167.1, 
1 6 83 ( - COO - ) 



m 



-527— 



HO 



Oil 



HO 



""'O-O 

fits, 3,S'-DJ-0-GhI loylprndeJphlnidin B-9£ lannase 
234 1) f dec. ) 

CCK3^H- 95.3° (C: 0.575. MeOH) 

PMR(T)M30-d,)ppm:2.73(2Ii m, 4-H\ 3.98C1H br, S, 
3-H), 4.12 (1H. br. S. 3-H), 4.23C1H. S. 2'-H), 4.32 
(1U S, 4-H). 4.70 (Hi S. 2-H). 5.6 5, 5.7 3 (each lH 
d. J«2Ht, 6, 8-H). 5.89C1H S, 6-H), 6.34, 6.48(each 

2a s, i2» 16, 12! 16-m 



HO 



OH 



HO OH 



OH 

OH 



13B3«3n8-328V!i(4) 

Ca]o + 9 5.7° (C«0.4 6 5. acelne ) 

PMH( acetone-d.)pprn:2.8 7(2H m, C"-H). 4,12(3J1 br, 
S. C,„;,«-H) , 4.3 8(lH, tir.S. (V-H), 4.81-4.88(311, m 
C 4 .4',«»-H), 5.05-5.27(411. m. C.^.fi^H). 6.00, 8.04(5TJ 
in total. S, C..*r.rfi, -H). 6.8 4-7.1 GU2H. m. Ar-II) 
CMRC ace lone- d, ) ppm : 2 8.2 ( O), 3 6.8 ( C*.v./), 6 6.0(C,^, 
72X). 72.3(0..^,*). 76.6(C,,w">. 78.9(CH. 95.8, 96.0. 
9 7,4 ((%,,.*.£.). 100.3 ( C 1 .. l .wtf„"'). 1 06.9 (Cy, ,;."). 114.5. 
1 1 5,4 C Cit.isotrit'ai:!/^, 1 1 8.8 ( Ci t.i^i^' ,rf-). 131,7, 13 1.9 
(C„.„'.i»-.iH, 144.7. 14 5.0( C»„ ,4.1.; t^t.iir.i^iV'). 15 3.7, 
15 4J2, 155.6, 15 6.0. 15 6.5. 15 7.1. 1 5 7.8 ( C..T....'.T:*«".tf »*' 



01) 




C innam tannin 1 

<D4ftJt2 4 0ay*Wfc o 
(O0 D -I- 9 8.6° (Acetone, C*1.0 0) 

PMR( Acetone- d t -fP,0) ppm: 2.6 0-2.80 (2K rrv C* w -H. ). 
4.04-4.28( 4H m, C^r-H), 4.72-4.88 ( 3H m. C 4 «*v 
-H), 4.97(lH d, J=8.0Ht. C/--H), 5.12(1H. br.s. C,- 
H), 5.20(lH br.s, C.-H), 5.3 1 ( Hi br.s, C<'-H). 5.96 
-6.20(6H In total, m. 6. 6t 6" 67 8-H), 6.64*728 
(12H n\ Ar-H) 

CMR(Acetone-d,-fD t O)ppm: 3 6.8(C 4 .«U" ), 6 7.4(0.-*), 



71.4, 71.8. 7 2.6 CC„ ,;,*), 76.5(0.,,;/'). 81.3{C.-), 95.6, 
9 6.1, 9 8.9 (C ...;.,vO» 100.4, 100.9, 1 0 1.4 C Cf.fU&tf ). 
1065. 1073(C,;.v). 114.0, 114.8, 1 15.5 ( C,..,.. «;,.;„^ 
, "0 . 1 1 8.6 ( C«, «. ,rfn** ) , 1 3 1.8 ( C, „, i^ii ), 1 4 4,5, 
1449, 145.1 (C, b „.t^»;..;ir.tir,*"). 153.2, 154.0. 154.8, 
155.8, 155.9. 156.4, 157.0. 1 57.6 ( C. f „. •Wit'. .'.tV. »7r7t") 




HO 

A reca tannin A— 1 
R*ICUT. Arecatannin^rWfc. #1*0.0 l^K^fe* 

(aJ D +117.2» (Acetone, C«l,9) 

PMR ( Ace t one - d« +D|0)ppm: 2.60- 2.8 0(2H m, C/"-H, ), 
4.04-428(5H m. Ci, •', *, H ) , 4.7 6 — 4 .9 2 ( 4 H m , C 4 , 
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at 



f-m. 4.95C1H d f J«8.0Ht. C,"*-H), 5.12C1H. br. s. C, 
-H), 5.20-5.40 faH. m. C'.fW-H), 5.06-6.2OC 6H in 
total, m, 8, 6, 6.' 6," «* 6^H). 6.6 4-7.2 8 ( 1 5H m. At 
-H) 

CMRf Ace tone-d.+D.Oppm: 3 6.9 (C*,*; 6 7.5C C*^, 
7 6.5 CC ,'.,"„-). 81.4(0,-*). 95.7. 963. 9 71 C C,«w™vO. 
100.4. 1013 (C,,.,/.,,;^,.^, 106.5. 106.9. l0 7.2CCw.ftrt 
1 14.4, 1 14.5. 1 15.4 { C lltI „ IB „i ,»''.,;:„-), 1 1 8.5 c c»„ 
..'.»^..-r,.-0. 131.7 (Ci, < „*.,f.,f., l -1, 144.5, l44.9CC„ IItol A Ml 
■■?■«? ■■7i«.ii7i«' n '>. 15 3.1. 154.0. 15 4.8. 155.3. 155.9. 156.2. 
156.3. 15 7.0. 15 7.6(C, tT( ...; T '..:^T^.i:,7 t : < T,%"0 

HOw^v-CK O-OH 



OH 
OH 




03 




Arecatannln B-l 
fSIt**C LT. Arecalannin B-2 ( IfcSfc 0.0 0 4 % ) ( t 

(00 D + 8 6.3* (A eel one, C~0.O4) 

PMH < Ace tone - d.+D»0)ppm: 2.6 0- 3.0 C2H m, C^-H,), 
4.52C1H d. J-lOHi. C»"% 4.64C2H br. s, C ((t '-H). 
4.76 (2H. br. s. C^r-H). 5.00-5.40C4H m, C, lt W.^H ), 
5.90-8.20C 6H. in total, m, 6. B. 6.' 6? 8"-H ). 6.50- 
7.20 ( 15H m. Ar-H) 



iilSH358-3287!i"(G) 

Arecatannln A— 2 
falSlltbT, Areca tannin B-l ( ipT^S 0.0 1 % ) C ^/i^G, 

[a ) D -I- 1 3 4.8 9 ( A ce tone. C= 1.0 0 ) 

PMRCAcetone-d,+D,0)ppm: 2.60- 3.0 (2H, m, 4^-H,). 
3.90-4.30C 4H. m. C tl .w./'-H), 43 5 C 1H. d. J~10H* # C~ 
-H), 4.76C1H br. s. C*'-H). 4.82C1H br. b, C-H). 4.90 
OK br. s, C-H). 5.08-5.3GC3H m. C,.*w-H). 5.96- 
654 C5H In total, m. 6, 8. 6.' e.'V-H), 6.6 4- 72 8 ( 1211, 
m, Ar-H) 

CMR f Ace tone-d. -f D. 0 ) ppm : 3 71 f C, 4 ; 4 ~), 6 8.0 C C">. 
71.0. 72.0, 72.7 CC.,,*^, 78.5(C^/;^. 821(C», 05.6. 9 
96.0. 9 7.0 (C,.; 100.0CC."0. 10U), 1 0 1.2 ( C,.„; l(t 'X 
1063. 107.1, 1073(CfV.**). 114.8. 115.1. 1 1 5.5 (C,.. t .. 
iiiiiiiiii';,^.''), 118.4. 1 19.8 (C„.,.'. . 1313, 131.6. 
131.7CCw.wrir). 144.4. 14 4.6. 14 4.9. 145.0. 14 5.5<C„. 
»*.atV»«;i*Y»«1i*7tr). 15 4.0, 15 43, 15 4.9. 15 5.9. 15 65, 15 7.0. 
1 5 7.6 ( Cg, r, •» <i ri •'. £ •TrJV*") 
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Arecatunntn B-2 

3 0 0*?*ftfc. **^fc*jeJM>*. 
COOS - 1 701 °(C=0.72, Acetone) 

PMR(DMSO-d 4 . 150')ppn,;236Cm dd. J-16TI,. 8H,. 
C'-H), 2.70(lli dd. J-18H*. 5Hr, C 4 '-H), 3 38f HI. m. 
C'-H), 4.43(114 d, J. ;< = 8 Hz # C.-H). 4 JRS(lK d , j to4 



07) 
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OA 



8Hr, C-H). 4.65 (Hi d, J»„ *=7Hz, C-H), 5.71 (1H. 
d. J«„«2Hz. C.-H). 5.77C1H d. J,„»2Hi ( C-H), 
5.88CHI s. C'-H), 5.92C1H I, J~7llz, C-H). 6.30- 
6.7 3 (6H m. CM.w.ii.irtii-.irf-m, 6.7 2C2H s, galloyl-H) 
CMTU Acetone- d, ) ppm : 2 7.5 ( t. C), 3 6.0 ( d, C ). 68.1 
(d. C,">. 7 2.9(d. C), 81.0. 81.9 ( each, d, . C. CO. 9 6.5. 
97.2(each d. C,), 100.4C s. C). 101.5C s. C ). 105.2( 
i. C,«), 109.7(d. (ral-C), 114.9, 115.3. 115.5. 116.9 
(euchd, C, ,.„;„<). 119.2, 1 20.3 ( each d, C,*,,/). 121.6 
(«. |mI-C), 130.5. I31.3(e»ch s, C..C,'). 138.0(s, gal 
~C). 144.6. 144.8(e«ch s. C..„. w : „'). 145.3(s f g«l-C, 
.). 154.4. 154.6. 155.0. 155.3. 155.5. 15 6,7, 15 6.9. 157.6 
(each s, C«. ,,♦,», ,;,'). 16 5.0(s, C»0 ) 



HO 



OH 0H 



OH 
OH 



OH 
OH 



3 — O— ffulloy Iprncyjtnldin B— 3 



1il5i«5a-3287!i(6) 

J:E«!I*tHiMe,SO«. K.CG.& ;ta;t. 7* h v 3 nSIUJjfiift 
*B£^;&;*o (OO 0 - l7 0.0*(Me,CQ C-0.7 2) 

i.8 

m.p, 24 8-250 D f decmip.). CO( )" -(- 1 0 6.2 * ( C •"O.S 3, 
Acetone) 

Anal Calcd for C„H,.0„ * 2H.O : C. 49.71 Mi 3.46 Found 
:C, 4 9.4 6 :H 3.7 8 * H-NMIU A en lone- d, ) 8 : 7.1 6. 7.12. 
7j06(each 2li s, salUyl H). 6.36C1H. d. J=<8Hz. C.-I1). 
6,02(1H U J-lOHz. C.-H). S.BOflH, t. J-lOHz, C- 
H), 5.760H t, J~10Hz. C.-H). 5.1 6 f lH, d«\ J~6, 10H«, 
C.-Ht ), 4.18flH d. J«l0Hr, C-H. ), 4.40(lfi sextel. 
J«6. 10Hz, C-H). 4.66 (lH, s. C-H). 0,82 (1R i, C 
-H), 6.40(1U a, C'-H). M C-NMH ( A celone-d t ) t : 1 68.2. 
16 6.3. 16 6.0, 16 4.8. 1 6 4.1 ( -COO- ), 119.6. 119.4. 118.9 

si 

(galloyl C-l), 109.9(gaJIoyI C-2, C-6), 145.7(g»HoyI 
C-3. C-5). 13 9.7, 13 9.3 (galloyl C-4). 11 2.3 (C-l 7 ). 
122.8(C-2'). !07.6(C-3\ 1 4 1.0 f C-4'). 135.5(C-5'), 



Q9 

150.8CC-8'). 42.7(C-l"), 119.4(C-2\ 1 3 1.0 f C-3*). 
19 1.8 (C-4"). 96.4(C-5'S, 91.1(0-6*). 9 2.6 (C-l). 7 0.9 
(C-2), 7 2.7 (C-3), 6 8.9 (C-4), 73.2 (C-5). 65.7 (C-6) 



OH 



O HO P f 



T rapain 



O-O 



o-o 



en 



«30OV*?#fc. ft&i&to&M&JZo C^; + 57.4 ,, (C = 
1.0, acetone). *H-NMR(acetone-d.) 9 : 3.05 (2H, m, 4' 
-2H), 4.63UH, S f 4-H), 4.90UH, S, 3 -H), 5.0 5 
(1H. S, 2~H). 5.50(1H, S, 3'-H), 5.6K1H. S. 2 - H ), 
6.61, 6.08, 6.19 (each 1H, S, 6,8, tf-H), 6.54, 6.70 
(eaeh 2H. S, 12, 16, 12', 16'~H), 7.06, 7.12 (each 2H, 
S. gal. H). 

OH 




3.3 -DI-0 -Galloyl prodalphlnldin B — B 

rafilKlL-C, 3. 3-Di -Galloyl prodalphlnldin B-10(JR 

* 0.002 #) i 
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14BiH358-32a75i(7) 



(«)S + 17.4*<C = 1.16, acetone), 'H-NMR (acetone- d.) 
&: 3.00(2H, S, 4'-2H). 4.66(1H, S, 4-H), 5.05 ( 
1H, S, 2-H), 5.15(1H, S, 3-H), 5.33 ( 1H, S. 2 - 
H), 5.B8UH, S. 3-H), 6.00C1H, d, J = 2Hz, 6~H), 
6.12(lH,d, J = 2Ht, 8-H), 6.16(1H, S f 8 ; -H), 6.53. 
6.64 (each 2H, S, 12. 16, 12' 16'), 7.04 (4a S, gal, H)« 

Galloyl glucoaeft 3 0^&Wfc. 

*fe*£?#»;K(flO" + 4 8,5 8 (C: 1.0 0, Met CO), *H — NMR 
( T-t t- d.) * : 6.98 - 7.20 (6H. galloyl -H), 6.12 
(1H, d, J = 8Hr, C.-H), 5.62(1H, t, J= BHz, C~H), 
5.42 <1H, t, J=8Hr. C~H), 4.02 (1H, br. t, J^8Hz, 
C-H), "C-NMR(T-fc h ^- d.) 165.9. 165.4. 
164,6(8, 3G=^), 145.5. 1 45.7 (S, -O- ). 121.0. 
120.4, 119.8(8,-^-), 109.9(4 -^-). 139.3 
138.8. 138.6(3.-^-). 93.2U f C ), 7 8.3 (d, CO. 
76.1(4 C), 71.6 (d, CO, 69.1 fd, C), '81.7 (t, C), 



X, 2, 3 -Trl-O-galloylglucose 
CH.OH 



OG 

*»^e5^*0^teKX D. Methy!~2.M-TH-0- 
g*lloy] glucoa9(Jfc£4R&JEM&:*0 ^* 0.001^ 

(«)d+ 84.3 B (C = 1.0 acetone) 

PMR(acetone~d.) ppm : 3.44 (3H, S. -OCH.), 3.90 ~ 
3.96(2H, m. C-H, C.-H), 4.56(2H f m. C-2U), 4.76 
(1H, d, J = 8Hz, C.-H), 5.16(1H, d, d, C»-H) f 5.50 
(1H, m, C.-H), 7.02, 7.19(6U. each S, galloyl-H). 
CMR(acetone-d.) ppm: 5 6.8 (a, OCH.), 6 4.0U, C), 
69.6(d, C), 72.6(d, C), 74.8(4 C>. 76.1 (d, C), 
102.2(4 0, 109.7(4 -galloyl-C. 6), 120.4, 120.5. 
12 0.9 (each. S, galloyl -C), 13 8.8(8, galloyl -C), 
145.7, 145.5 ( each S, galloyl ~C, i), 165.8. 166.6, 

16 6.9 (each S t -CO0~) . 
ZH*0G 

OMe 




fcfSJfctC 2. 3, 4, 6 -Tctra-O-galloy) glucose ( *t3g 

PMR(acetone d,)ppm : 4.1 4 -4. 7 0 (3H, m, C-H, C-H), 
5.1 6 (d4 J=10H«, 4H«. a-Ci-H), 5.55 (t, J=10Hz, 
^-C.-H), 6.12(t, J=10Hz, «-C.-H), 6.95-7.20 
(8H. m, galloyl-H). 
CHjOG 

) — o v 



OG 



M&M%.MB3Z m (tfD D -102.8 o (C-0.32, acetone) 
PMR(aeetone-di) ppm : 2.1 0 - 2.50 (4H, m, C, 6~H), 
4.B0(1H, d^like, J=4Hz, C.-H). 5.25(1H, dd. J=7, 
4tt, C-H). 5.60 -5.93 (1H, m. C.-H). 7.05. 7.11 
(each 2H, S, gal.H) ♦ 

CMR(acetnne-d.) ppm : 3 8.0(C), 3 9.0 (Ci), 6 6.5(C), 
68.7(C). 75.2(C), 75.5^(0, 109.7, 109.8(gal. C, 
1 2 0.6 (gal, CX 2), 138.7 (gtl. CX2). 1 4 5.5 (gal. C . X 2). 



16 6.3, 1 66.6 (- COO- ), 17 7S(-COOH). 
H °V^COOH 

OG 

3. 4 - Di~0-galloyl quinlc acid. 

mm*- LT3.5 -Di-O-ga.Uoyl qulnic Acid 

(#* 0.006 % ) 
(a) D -6 3.0 o (C=0.20, acetone) 

J 

PMR(acetone-d.) ppm : 2.3 3 (4H, d-like. *=7Hi, d. 6- 
H), 4.14 ClH, dd, J=74Hi, C-H), 5.4 0 -6.6 8 (2H,m. C 
-H), 7.13. 7.1 9 (each 2H, S» gal. H). 
CMR(ace tone -d.) ppm : 3 5.7(C), 3 7JS (&>. 70.1(C), 
72.0(C), 72.1(C), 74.2(CJ, 10 9.8 (gal. C,. X 2). 121.4, 
121.9 (gal. Ci), 138.3, 1 3 8.6 (gal. C), 145.5 (gal. C . X 2), 
16 6.1 (-COO-X2 ), 175.8(-C00H), 



GO"T^OG 
OH 
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* ? j p iivfr. 6.3*?**ftT-t h ^ 5 ^tr&as U 

1 fif«x^nT#iS**^tf>, Sephadex 

jyT<OGaUoyl aall dro si delH 
1. **-fe*J£^»*(<K# 0.001 
(O d + 4.6 (C=0.5, Me OH) 

PMR(CO*OD) ppm: 2.8 3 (2H, t, J=7H«, -CH.-0), 
3.3-4.2 (glu. G,«,...-H), 4.42(lH,d. J = 8Hi, mora 
H), 5.12UH, t, J=10Hz), 8.68(2H, d, J=8He, C.,i-H), 
7.50 (2H, d, J=8Ha, G,« -H), 7.12 (2& 8, gal.H). 
CMB(CD, 00)ppm: 7 6.2 ( t, -CHt-tf) , 12.3 (t, glu. G), 
69.7(d, glu. C). 72.1 (t, -CHi-*), 73.4(d, glu. C), 
7 7.6 (d, glu. C), 79.0 (d, glu. C.) t I0 4.0(d, G). 110.2 
(gal. C,.), 115.9(d, G,.). 121.5U, gal.G), 130.5U, 
Ci). I30.7(s, Ct,.), 139.4U. gal. G). 146.0<a, gaL 
C...). 153.6(«. G), 167.9 (a-COO-). 



0) 

CMR(ac«ton6-d.)ppnj: 35.7(-Cft0), 63,3 (glu. G), 
71.5 (glu. C), 72.0(OCHt), 72.5(glu. C»), 7 4.5 (glu. G). 
75.2(glu. G). 103.6(glu. Ci), 109.7, 1 0 9.9 (gal. Ci,.), 
115.7(G,.), 12 0.5, 12 0.8 (gal. G), 12 6.9(d), 13 0.4 
(C.,.), 145.7(gel.C.,. X2), 155.9(C), 166.5, 166.8 
(-COO-). 

4. fcfefcfcfim:* (<K* 0.002 # ) 
(<0 D -21.0 * (C = 0.31 t acetone) 

PMR (aee tone -d.) ppm : 2.91 (2H. t J-7Hz. -CHitf), 
3.10 -4.12 (glu. Ct.*,*,* — H), 4.36(ia dd, J = 12, 
6Hz, glu. C.~H). 4.40 (1H. d, J = 8Hz, anom. H), 
4.58 (1H. dd. J=12. 2Hz, glu. C.-H). 7.0 7 (2H, d. 
J = 8H?„ C%. -H), 7.19(2H, d, J=8H, C*,. — H), 7.19 
7.26 (each, 2H, a, gal.H) * 

CMR(aeetona-d.>ppm: 36.0(-CHi4) f 64.5 (glu. Ct), 
7 1.0 (glu. G, -OCHi-). 7 4.2 (glu. G), 7 4.5 (glu. G), 
77.2(glu. Ct), 103.6(glu. G), 109.6, 1 1 0.0 fgal. C.,.), 
120.3, 121.0 (gal. Ci), 12U<G,.>. 130.4(G*), 136.8 
(Ci), 130.7, 139.3 (gal. C), 145.7, 1 45.8 (gal. C.,0, 
150.1(G), 165.7, 167.0 (-COO-). 



*S!!3"3!jil-32ll7!i'(3) 

2. &M*\K& (JR*0.5 %) 

mp. 116 -117T3 

(O d + 15.1° (C =0,9, acetone) 

PMR (acetone-d.) ppm : 2 7.8 (2H, t, J= 7Hz, -CH.- 0), 
3.3 0 -4. 10 (glu. G,.,«,.-H), 4.4 0 (1H, d, J=8Hz, anom. 
H)4.41(1H, d. d, J=12, 4Hz, glu. C.-H). 4.58(1H, d.d, 
J = 12, 2Hz, glu. G-H), 6.72 (2H, d, J=8Hx, C.-H). 
7.03C2H, d, J=8H£. G,« -H), 7.17(211, S. gal. H) » 
CMR(acetone-d.)ppm: 35.7(t, -CH,-*), 64.4(t, glu. 
G), 71.0(t, -OCH.), 71.4 (d, glu.G), 109.6(d, gal. G,.), 
115.6(d, G, i ) , 1 2 1.0 (a, gal. C). 129.7U, G>. 1 3 0.3 (d, 
Ct,.), 145.6 (s, gal. C«.i), 15S.9U, C>, 1 6 6.9 (a, -COO~), 

3. (^* 0.002 #) 
(a] D + 20.9° (C = 0.3, acetone) 

PMR (acetone-d.) ppm: 2.80(2H, t, J = 7Hz, -CHt-tf), 
3.32 -4.04 (glu. C.....-H), 4.20(lH,dd, J=12. 4Hz, 
glu. G-H), 4.42 (1H, dd, J=12, 3Hz, glu. C.-H). 

4.60 (1H, d, J=8H», anon^.H), 5.13 (1H, t, J = 8Ha, 

» c Jj **io,7.o i HJH,<l,jsyHT l , 
glu. G-H), 6.7K1H, d, J= 8H«, T G,. ~H), 7.1 4, 7.16 

(each 2H, a, gal. H). 

s. &nm&Mm*i (jr#o.oo4#) 

(tf] D -36.2 , '(C = 0.24, acetone) 

PHR(acetone~d.) ppm : 2.75 (2H, U J=8Hs, -CHi^), 
3.2-4.08(glu. G, e ,4,t-H). 4.39, 4.58(each 1H, dd, 
J=12 ( 12Hz, glu. G-H), 4.40 (1H, d, J=8Hz, anom. 
H), 6.53(1H, dd, J=8, 2H*. C.-H), 6.71(111, d, J = 
8Hz, G-H), 6.74(1H, d, J = 2Hz. G~H). 7.17 (2n, a, 
gai.H). 






R 1 


R' 


R* 


Rf 


R" 
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OH 
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H 
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G 



—532— 



10 

1. *H*te&M&X (VU*0.7 %) 
(O 0 -107.2° (C=0.67, MoOH) 

PMR(acetone-d«+ CD.0D)ppm : 2.04 — 2.20 (2H, m, C» - 
H), 3.29-4.16(3H, m, &,i,t — H), 5.38UH, dd, J=10, 
6Hz, Ci-H), 5.6 0UH, t, J=10Ht. C. -H), 0.9 8, 7 04 
(each 2 H. a, gal.H), 

CMR(acatone-d# + CDiOD)ppm: 3 2.7 (t, C#), 6 9.4(d,G), 
70.7(d, G), 71.4(d, G), 73.9(d, G), 75.6(d, G), 109.7, 
109.8 (d, ga!.G,«>, 121,1, I2l.3(a. gal. G), 138.6(a, 
gal. C.X2), 145.8(a, gil.Ci.iX2), 166.6, 167.4(a, 

-coo-) 



GO 



OH 



6-G 

4, 5- Dl-O-galloyl quereltoi 



»ffii0na-328V5<9) 

2. fcfe#t#*ft o.ooe an 

mp 255 — 2 58tJ 

(a) D -10.5° (C=O.08 ( acetone) 

PMRUeetone-d.) ppm : 2.1 0 - 2.3 0 C2H, m, G-H), 4.1 8, 
4.29(each 1H, 0-lDca. C.„ -H), 5.4 0 -5.7 6 (2H, n, C.,. 
-H), 5.90 (1H, t, J=l0Hz, G-H), 7.00, 7,05, 7.08 ( 
each 2H. a, gal, H) „ 

CMR (ace tone-dj ppm : 3 2.3 (t, G), 69.3(d, Ci), 71.2Cd, 
C.,.>, 72.4(d,G), 73.2(d f C), 109.7 (d, gal. G,. X 3 ), 
120.5 (a, gal. GX3), 138.9 (a, gal. CX3), 145.5 (a, 
gal.C.,.X3>, 166.5(a, -COO-X2), 167.1(6, -COO-). 
QH 

6g 

3. 4. 5 — Tri— O -galloyl quarcitol 
*Jft«ll 

mp. 209 ~<210T> (4*2* 0.002 #) 
(<0 D + 3 8.8* CH.O-acetone, 8:2, C=0.7 ») 
Anal. Calcd. for CtfH»0» * HtO 



61) 



C, 49.56 : H, 4.00 
Found C, 4 9.47 : H, 4.05 
PMR(acetone-d«) ppm : 5.30 (d, J=8Hz, a-C*-H or fi- 
C.-H), 5.50, 5.52 (each a, a-C,-H. ^-C.-H), 5.64 
(d, J = 8Hx, <*-G-H or A-G-H), 7.04 - 7.40 (8H, m, 
g»UoyhH)« 

CMR(CEUOD) ppm : 85.0 (*-G), 6 6.B(jf-G), 67.0(<f- 
G), 67.2(^-G), 73.6(a-G), 75.6(^-G), 78.9 (a - 
Ci), 79.3 (^-Ci), B1.S(«. /*-G), 98.4(«-G), 103.1 
C^-C), 1 10.1 (gall oyl-C C«), 120.2, 120.5, 120,7, 
12l.0(gall O yl-C>, 1 3 9.7 (galloyl- G), 14 6.1 (galloyl - 
C. G), 16 7.5, 16 7.7, 16 7.9, 1 6 8. 1 ( — COO — ) © 

GOH.C 0 f° G 

GO OH 
3 — O — Galloyl ham a me 11 tannin 

1tts, t£>%© £ MeSa, KiCO- t4r7*t h X* 3I»MX» 
-r-nWT, 60-70 #OW#T' CO i©<Dmethyl*te (fcfefc 

E«]o +22.5 (C = 0.32, CHCJ.) 



*tffc|12 

«, **c##u mm*** (i^)t?aig^KLfc 0 #x*- 

#¥T*&*Sephadex LH- 20<9#5 n HCjM*, < !> ig 
L*IU JfelttMe.SO.i K.CO* */fl^fcfcKl £ p ^ If-Mfc 

1. fcfcfcJSam*. (<0 D +72.7* 



CH.0 



^Sj-OCH. 
^ QCH, 




OCH. 



OCH, 



Proton-NMR (PhNO.-d., I50t>) 
2.05OH, dd, J-8, 10He, (V-H) 
3.1 8 (1H, dd, J=6, 16Hz. C/-H) 
3.54~3.06(OMe X 11) 
4.48 (1H, d, J=8Hs, C,"-H) 
4.60 (1H, ro, Cf-H) 



69 
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GO 



4.92 (IH, d, J = 2H*. C, -H) 

5.0 3 (1H, J=2H*. C.'-H) 
b 

5.90 ( IH, »r. ». Ci-H) 

6.14 OH. d, J=2H*. C.-H) 

6.29 A CP 6.44 (each IH, 8, CV, C;-H) 

6.3 8 (IH. d, J=2Hz, C.-H) 

2. fcfefc&^IMe, C«] D +107.9° 



CH.0 




6.24 6.45 (each IH, 8, C, O-H) 
6.3 5 (IH, d. J = 2Hz, C« -H ) 

5* **-#?Tff|I* Sephadex LH-20 MC#U & 

T<0»iS554:^i-*Bu8:enUn 7.7 ?*JM*L*:. 
OH 




CH.0 OCH. 



Proton-MMRtPhNO«-d.» 150D) 
2.68 (IH. dd, J=8. 16Ht, CV-H) 
3.18 UH, dd^ J=6, 16Hz, Ci'-H) 
3.24 ~3.99 ( OMeXH^ 
4.46 (IH, d. J=8Hs, C'-H) 
6.08 (IH, d, J=2Hr, Ci-H) 



jE* (g 96) 



5§ 

tflWftfc ft m * « © 

1. *ftw*^ 

WI*15 6^/fiFfr«»ri 203 72# 

2. SB^©*!* 

* >s = y 

ttm T60i ^#Jtrma*^^W/ffMnBri4*«i 
£*K (415) 0 *.*r M tfc sC A it 

4. ft *I A 

mm T6oi ^»m«K*#^Bf /ffina«n4 
ft* (6136) #a-t W 

6. ttiEOrtS \ MMCST 

<feW.fi> 





00 

T^* 1 "C?J4?7Bcr3-0 - G*Iloyl J £ 5 £ , 

r-o-jj r-o-j (ctriErfi. 

(2) WiB»«8H*7fratc fC =0.9 3 J t * S <9 £ Tc = 
0.9 3 J (CfTjEf£„ 

(3) ^«lff»8 K»8fr*»e. % 1 2 fifc^ItT, 9»3ftc^fc 

■»r rs. j r-^r ra. j tfiiErs. 

(4) WflJ»& * WIG 2 frtc TO -Galloyl J £ * £ 5 S , 

ro-j s ro -j tcirjEfi. 

(51 ^JttttJM »T*P. 8frSC f3. 3'-Dl-0-f»lloyl"« 
J f 3, 3'-Df-0-G*lloyl •*• J iClTjEf 

(6) W*Ht*9KT^t» 6fr@(C TC-0.87J . T 
e=0.87_| tCfTiET*. 

(7) WIH»M«KT^ SfjSlc T4-78J T 
4.78J*C|JiEr-S. 

(8> U4Hftft9XTfr& 3fjB*»e»*T^tC*v^T> 6 W/*ic 

(91 W<ffl»«f 10KT^p> 9*tSIC rc = l.2» J t*>&<D* f 

e =1.20 J ICfTiEr*. 
00 Mfefttt 11 HJ* 5 f?*C T(C : 0.575, M«OH)J t 

P(c =0.5 76, M«OH) J tcfTiE-r*. 



(1) 
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(2) 



r 



r 




tt3 W#Dl«ttl2SM4?f«C r(C = 0.465, acetne)J tftSO 
fc, l~(c =0.465, acetone) J iZ $1 JET & * 

a« warn** 12 jr*eff^ei»fl mamr 3®flrtc*>fc^ 

(3) 

(25) WIBI#J&2 0ICJfjF14fTtC fCi-H.), 4.18C1H, d, J=10Hz, 
C-H.)J rC.-HA), ( 4.18 (1H, d, J=10Ht, C. 

-H B )J tcirjErs. 

CW W*B»#2 2 JfJffSfrtC rC^J £fc*fiD«r, fc =J iCfliE 

r rs, j i*5©*r-<T rt. j ictriE-*-** 
a w*mm22nT*h2ftatz rs. a'-Di-Guioyu 

Ot, T3, 3'-DJ-0-G*lloyl J CHiEfS. 
C9f Wfclftft 2 3 K»2fT^e>^«ff{C^(tT »tt3rict>t -» 

T rs, J U5<0tt^T J (CfJiETi. 

(3d W#W»^23JTMio*t(c TC : 1.00, Me.COJ U^©*, 
Tc^l.00, Acetone J IZtlJEt&o 

c» wft[**2 3j(Ti6»e. 4fra^e>, r*»e> 2f7Stc^»^T 

4ttrrtt»t-.T rs, J £**<D£r^T T*. J tClJjE 

W*G#IR2 4K»5fTiC rC = 1.0J Tc=1.0J 
KITE***. 

83 ^«*Jft 24 JtJ« 6 ?j^e>«f IS frtC^ItT 8 fiflrtcfcfc 
(51 



MiBfl5ii-3287!r(ii) 

t rs, J itJOSt^t Tb, j tcfriE?-*. 

c^l.OOJ iC|TiET£. 
0E» mmmmii MTfrb 5?tB<0 rArecatanninJ OfcttC, 

r A - 2 J 

. 07) WIH*M14MT^6 3fxBtc r C = 1.9 J <tfc*0* Pc 
= 1.9 J (cttiET*, 

a« i6 nm 4 ntc re- i.oo j usoit r c =i.ooj 

09 16 J*fc 12^(0 T95.6, J ©fc£tc r»J £*S 

eo wmmn nuT^e 6 tjetc re =0.04 j us«tr 

c=0.04j tCfliEr 
(21) 1«ftl*»18HT^5, 4 ?7@lc TC=0.72J Tc 

= 0.72J JClJiEf-S • 
©W«8** 19 J|* TfjtC, r3 -O-jralloyl J k *>Zto 

r3-0-GaIloyl J *CfTiE*r* . 
CS Wtt»«20K»3 ?5(C TMeiCO. C-0.72J 

rAcetone, e = 0.7 2J C fJiE*-* . 
00 «W*!»»20JTfc7fTC rc = 0.83j t*5©i, re=0.83J 

(41 

t rs, j *<&sco£r-<T re, j jctriHr*. 

60 W*SlfJK25SCTfre> 8 frit rc = 0.32J <!:£*<0£, T 

c=o.32j fcgxiE-re. 

© W*B»»25KT*e> 4fr@tc TS, ji*5<otr.J 
09 W*I»«F26iC^6t7C rC = 0.20J Te=0.20J 
07) Wfc»»2«K»9f7C rS.Jirft*(D^r-,J KITE 

08 fW*H**2 7KJfr 7t7«C rC =0.5 J £fc*.<Ofc Tc=0.5j 

09 W*«*l*27 JC#8?5lC rC0.0DJ£*!K f*JK*12firfc 
rCD,OOJ t*^<OSr,p^^t* rCD.ODJ KinE**. 

(M Wlffl»«27H«;i0fTrJ=l0Hrj ©*£lc* r. rlu, C.-H 
J <r#Ar*. 

<4D <MHa»J&2 8K»3?7lC rc = 0.9j Tc=0;9 

J tetriET** 

wiB»M28jarjM?7fc: rs.j r«. j cijie*- 

fCJ Wfc»*28 *jg l 4ffiC rc = 0.3J UiOt, Tc = 
(8) 



o. 3 j ttxjErs. 

w wmmm29nme?nz rc^o.3ij t^*^, rc=o.au 
09 wm*m3onm2 niz rc^o.24j ij&sot, re=o.24j 

W W*H«»3 1fC»5 f?fc TC=0.67J U«<0t, r C =0.67J 
«7J W«9»*S2K»3fr»C rC=0.68J £ * £ <D fr, rc=-0.68J 
{W W*ffl*J*32 WTfr*> 2^g*C rC = 0.79J T 

e = o.7»j ctriEr*. 

(49 W*3l»J&3 3I5*Tf?tC fC = 0.32 J £ ife a 03 Te = 0.32J 

& ± 



(7) 



T HQ^ CO0H 

ho"*" y^oo 

00 J 
f HO yCOOH 



A. 



HO-'^v^'OG 
I 

OG J 

(2) ti*Q* J* 2 6 H«Tl7fc*(T * fcMIASt 
r HO. COOH 



GO^O^OG 



OH J 



f HQ. JCOOH 



GO' 



OG 

OH J 



je» c g ft) 



*iw*& ft bb * m m 

flSfP 5 6 ^ «M ttS 1 2 0,3 7 2 ^ 
2. 56W0*# 
? V - V 

ftff T6oi A«*miz«!MB/Enai*ri4*a 

(415) 0 ■ * & *fc SC ft tt 

4. ft a a 

sj* T6oi &«mm&w*mgf /&rcn*ri4*iib 
□ *'*? % * * £ tt rt 

ft« (6136) 




(i) 



(3) HUtiftftS 1 JCT*6 2f?§fc»tf*<t$M*a« 

r oh 

go ""V^NjH 

6-g j 

r oh 

G0^^ 0H 

6g j 

(4) wmm m 3 2 nm 1 2 frc»wr* ^am* 

r oh 

.rV 0H 

GO y^OG 

OG J 

r oh 

XX 0H 

OG J 



(2) 
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(31 



r 



OCH, 
OCH, 



cH '°W° v 

-"■OH OCH. 




OCH, 



CHU) 



WIBHJ58-32B7S'03) 

OCH. 




OCH. 



& -fc 



(4) 



5 6% 12/^2 i 



**ttr?#w a ed * «r m 

PBtt 5 6 *«ffFM 1 2 0 3 7 2^ 

2.§£3g<0£*fc 

* v = y 

<t£^r T601 **Tfime*t¥R?Syi£no»r 1 4 Sifc 
f 4 15 >0 * rr & 4* it £ *fc 

Kit NT it fi Si T tk 

4.KS8A 

ft* <6136>#3ffi* M* N %§&M\ 



(5) 

TO*£#A-r£«, 

r*b»36» e> 2,3. 4 - tri -O-galloyl glicosc 

( if** 0.0 0 i# ) ft&ftKA ( #5i&7k ) m. p. 

H3-184D. 

PMR ( acetone d, ) ppm : 3.5 0 -4.1 8 ( m, Ot. /?- 

C...-H). 4.9 8-6.1 S (m, CX. /9-C......-H ) , 

6.9 8-7.1 9 (m, gaMoyl -H ), a. (3<0 m (xlure <Dfc 

ft. PMR$J*«f/ 

CH,OH 
>— 0 



ao N f 

oo 
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PI*KiC Methyl 3, 4. 6 - tri - 0 - gulloyl 
glucose ( 0.0 0 4 ) #t 
#• 

[a ) 0 - 5 2. 7° ( c - 0. 6. acetone ) 
PMB( acetone d, ) ppm 3.5 2(311, s, 0C1I,), 
3.6 9 f 1H, t. J«8Hi, C.-H ) # 4.1 5 f III, m, 
C.-H ), 4.4 0 ( 2H, m, C,-H ), 458(1 li. d. J 
= 8Hi, C t -H>, 5.37C1H. t. J«9Hi, C.-II), 
5.5 6 ( 1H, t, J-QHc, Ci-Il), 7.0 4, 7.0 7, 

(21 



7.2 0(each2H. s. galloyl-H). 



CH.0O 
/ O 



oca 



OH 



ffitBtC Methyl 2,3,4,8 - tetra -0 - ga I loy I 
glucose C J&$S 0.0 0 6# )£*#*. *&fe*5gSm5fU 
CO J n + 3 3. 8* ( c « 0.9 4. acetone) 
PMR( acetone d. ) ppm : 3.5 0 ( 3 H, a, OCH, ), 
4.24-4.7 0 ( 3H, m. C„, -H), 4.9 6 ( 1 H, d. J 
= 8Hf. C-ll), 5.3 5 C1H. t. J = 8 Hi. C,-H), 
5.5 5 f ].H. t, J = 9Hz. C-H), 5.8 5 (lH. t. 
J«9Hr, C-IJ), e.9 8. 7.0 7. 7.0 9. 7.2 3 C each 
2H, s, gal loy 1 -II ) 
CH.OG 



GO f 

OO 



oca 



ri^^tCLT. 4. 5 - di -O-galloyl quintc acid 



SIB"S5H-32B7ii(H) 

*36»-»feft65E»»* ( 0.0 0 5^) **»fc. 

C CX J d — 1 1 6.5° ( a f.e lone , c « 0. 3 6 ) , MS m/% : 
7 8 8 (M + ) 

PMR ( acetone — d, ) ppm 2.2 5-2.7 6 ( ill, m. 
C„ C,-H), 5.5 2 (1H. dd, J«8.3H«. C-H). 
5.7 2 — 5.9 6 ( 2H. m. C. C.-H), 7.0 5. 7.0 9. 
7.16 (each 2 H. s. galloyl. H) 

C M R ( acetone) ppm : 3 0.2 ( I. C. ), 3 8.1 ( t. C). 

6 8.6(d, C,), 6 9.7(d, C). 7 2.1 ( d. C), 

7 4. 1 ( s , Ci ) . 1 0 9. 8 ( d . ft* 1 1. C. CX3 J, 

12 0.4. 121.1CS, gall. C,X3), 13H.7, 1398 
( 8. gall. C.X3 ). 14 5.5 f n, gall. C.. C,X3 ). 
1 6 6.2 ( «. -COO-X3 ). 1 7 6.2 ( -COOU ) 



H \ ^COOH 

XX 



on j % oh 

Htttt" UT. 3. 4. 5 - tri -O- galloy I quinlc acid 

m&m&Mm* ( j&jso.oos^ 

(OO d — 35.5°( acetone, c-0.19 ) 
PMR ( acetone - d« ) ppm : 2.1 0 — 2.5 0 ( 4 11. m. 



(3) 



Ml 



C,. C-H). 4.53 ( 1H, tex, J-8.5Hz, C-H), 
5.1 7 (1H, dd, J = 9JU, 3Hz, C.-H), 7.0 8. 
7.1 3 ( each 211, s, gal 1. H ) 

CMP ( acetone - d, ) p pm : 3 6.7 f C ) , 4 1.6 C Ct \ 
65.5(C). 6 9.7(a). 7 4.6(C), 75.9(C), 
1 0 9.9 ( gal 1. C. C,X2 ), 12 1.3, 12 1.7 (gall. 
C ). 1 3 8.3. 1 3 8.5 ( gall. C 4 ). 1 4 .1 5 ( gall, 
C. C,X2 ). 1 6 5.8. 1 6 6. 1 ( — COO — ) , 176.6 
( -COOH ) 

H, ,COOH 



OO 1 \)G 
OG 



* l£ X « ( U ft ) 



# ft 0 £ jf t 

8Sfn5 6*F«f»II» 1 2 0 3 7 2 9 
ft W © £ & 

M 3E * -r a # 

$ ft 4 0 & ft ttfrdlHA 



ttfllf 



£ ait m ft K # & ss -> a: n n wr 1 

( 4 1 5 ) 13 * M m W it 

3K « m « K S" » K W ✓ IT. I"J a »r 1 4 
B * «r K W *£ & tt 1*1 
(6136) #f-HE± l-V 



4 idi 



Be* 
« jE © » * 

51 ft! * © & W © tt » * 88 B J] © W 




(5) 
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6 . M jE 0 s 

r pj t» *= l x , m t © » « * w fc . 

( *m ?*i 0.003 H) 
CinnnmUnninff ft ^ 
C») J p (102.1* { c= 0.99. acetone) 
P M I? ( acetone d 6 ) pp« : 2.85 ( 2H , m. C 4-H ) . 4.10 
( 4H .br.s.C 3'.3'.'3":f'H ) . 4.36 C I H . br .s . C 3- H ) . 
4 .63.4 .68. 4 .00 ( 4H in to ta ) . s . C 4'. 4". 4",X'H ) . 4.96. 
5.04.5.20.5.27 ( 5H in to ta ! . s . C 2 . 2'. 2" f ', f- H ) G.04- 
6.12 ( Gff.m. C 6. 6'.G".C" f . 6*78"") . 6.60~ 7.24 < 15H .n.aron. 
011} 

OMR (acolono d t h0 A 0 ) ppn : 36.7 { C 4 ' 4'! C \"") , 66.2 
<C 3 ) . 72.2.72.3.72.5 ( C 3'. 3". 3* S*") . 76 . 2 ( C 2'. 2". ?\ 2"' 
) . 78.G(C2) . 96.3. 9C. 9 ( C 6 . 6'. 6". C 8*^ 




WBKi58-3287b'(15) 

( 2 ) WttffSl3 GHftTlTCWTo^* W'X t & . 

r sn a w i 4 

**>*1.8kg*7-fel-v 3 "C & & U . 7 * Y v % m h & , 

* £ # *? t . # K * * ;u (1 i) T & IH1 IE L . 

# t % m m i 2 t p » © # & c * g . ja t © ^ k * m * . 

(4K$ 0.033 fcf) 



KUS-9 *f fe *|- & 
> 300t (a] 1 , 1 
PMR ( DNSO-d* ) ppM ! 

1H ,d. J =» 4Hz. C 3-H ) 
4.43 ( 1H .s. C 4'-H ) . 
5.20 ( 1H , s , C 2- II ) 
HO. 



+ 102.3* ( r.-O.OO. acetone ) 
3.70 ( 2 H , n , C 3.$-U) . 3,80 ( 
. 4 .23 ( 111 . d. J ~ 4IU. C 4"-H ) 
4.84 ( IH . d. J - 8II2. C 2- IT ) 




it 



£9 



i . Wtt©lt* 

nain 5 6 4f-<ft#»H® 1 2 0 3 7 2 ^- 

2 . «ipjiz>«irp 

* V ~v 

3 . Mi if: * T * # 

Br T601 m$mffiK##l£E/ Jf-PlnPT 14#ifc 
* ( 4 1 5 ) B * #r M I* i£ & & 

4 . itISA 

(ci36) m- n 

s . n\ m 0 m «. 

'Jl tlfl t © % 00 cd if to # $B n;j © (g 




3 

6 . ffiiE©^^ 

rnnm is 

-tr-fay£ ;j £ 20k« * ft B £ m*» © K A- *) , 
.JB<T©ttR*f|fc. 

©Coopd I j +70.3 * (acetone) 

(0.1 %) 

PMR (DMS0- 150 ic) pp. : 2.75 (211, *,C4-1I) 

3.75 (1H, br.s. C 3 - II ) , 3.08 (HI. s, C 3 - II ) , 
4.04 (IH, d, J » 4 f I z , C 3* II ) . 4.24(111, d. J- 4Hz, 
C4"fl> , 4.40- 4.70 ( 211, «, C2,4'-ll) , 5.38 (HI, 
s , C 2 - (I ) 

CMR (acetone dA) ppn : 30 . 0 ( C 4', 4" ) , 66.5 (C 3,3 
) . 71.6 (C3"> , 78.2 <C2') . 79. 8 (C2 ) , 09.5. 
96.2, 97.9, 99. 4. 99.9 ( C G.o'.sV) 




©Compd II C *)d +51.1 * 

■124* (Q.Q2H) 

PMR (acetone d fc ) ppm : (nj ^ @ 0 /> £ flf ^ 

CMR (flcetonn (U) pp n :36.4, 37.1 (C4,4*.4*') , 

66.5 (C 3,3') . 71.3 ( C 3"') , 75.8 ( C 2") , 77.9 (C 

2') , 70.4 (C 2 ) , 95.7, 96.2, 98.3, 99.5 ( C 6, 6'. 6? 

e7«7 2" > 




mmm i 6 

©CoupdXV hamaiicH tannin t*L +30.2 * ( H 2 0 ) 
(0.28M) ftt&ftHfttifi « P . 148 * 



PMR (acetone d t ) pp« : 5.32, 5.3(1 (111 in total, 
each 3, »C1-II, ft C 1 • II ) , 7.14, 7 . J » Coach 2 H . 
s t ga I I oy I - H ) 




OH OH 



©Compd XVI 3,5.2'- tri -0-6<iHoy I liamame 1 one 
4*41 ( 0. 007 H) fiR&H-ttttffl .p. 210 *C 
(orJa +29.0/ (acetone -II a 0) 

PMR (acetone d ( ) ppm : 5.20, 5.59 (III in Ulnl , 
d, J« 8Hz, C 3-11 ) , 5. 44, 5.48 ( 1 If In total , 3 , a C 
1-H.Kl-l) , 7.12, 7.16, 7.20 («ach 211, s, fjalloyl 
- ID 

CMR (acetone d 4 > ppm : 64.8. 06.3, 66.7, 67.0 (C 
5- or , 0 , C 2' or , £ ) , 73. 1 ( C 3-<r ) , 74.9 (C3-« 
) , 78.5 ( C 2- a ) , 78>8 < C 4-«r , /?) , f) 1 . 1 ( c 2- ft ) 



no.o (-TVo ) 



97.9 ( C 1-ar) , l 02 .7 (Cl- ff ) 

120.7 (-QJ) , 139.4 (-^) , 140.6 (-^o ) 
167.5, 167,2, 167.0 ( C~ 0 ) 



"On 




o^- OH 
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